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GELLED NANOTUBE-CONTAINING HEAT 
TRANSFER MEDIUM 

CROSS-REFERENCE TO RELATED 
APPLICATION 

This application claims priority to and benefit ofU.S. Pro
visional Application Ser. No. 60/775,567, filed on Feb. 22, 
2006, entitled: "Formulation, Processing, and Gelation of 
Carbon-based Nanoparticles in Heat Transfer Media for 
Enhanced Thermal Conductivity Use", hereby incorporated 
herein by reference. 

STATEMENT OF GOVERNMENT 
SPONSORSHIP 

2 
about 0.1 wt % to about 1 wt % intercalating agent; from 
about 0.1 to about 1 wt% oxygen-bearing solvent, and from 
about 38 wt% to about 99 wt% base fluid. 

The heat transfer medinm may further contain additives for 
5 alternative functions besides thermal conductivity. When the 

heat transfer medium contains additives, the composition 
may be as follows: from about 0.1 wt% to about 40 wt% 
single-walled carbon nanotubes (SWNTs); from about 0.35 
wt% to about 22 wt% gelling formulation; from about 0.1 

10 wt% to about 10 wt% additives; and from about 28 wt% to 
about 98 wt% base fluid. For example, when the heat transfer 
medinm contains additives, the composition may be as fol
lows: from about 0.1 wt% to about 40 wt% single-walled 

15 
carbon nanotube (SWNT); from about 0.25 wt% to about 20 
wt% amine surfactant; from about 0.1 wt% to about 1 wt% 
intercalating agent; from about 0.1 to about 1 wt% oxygen
bearing solvent, from about 0.25 wt %to about 10 wt % 
additives; and from about 28 wt% to about 98 wt% base fluid. 

The present invention was made in part with government 
support under AGEP Grant No. HRD-9817585 awarded by 
the National Science Foundation and URETI Cooperative 
Agreement No. NCC-1-0203 8 awarded by theN ational Aero- 20 

nautics and Space Administration. The Government has cer
tain rights in this invention. 

The single-walled carbon nanotubes may be purified or 
unpurified. Alternatively, or combination, they may be func
tionalized or unfunctionalized. Functionalized nanotubes 
may be functionalized with any one or combination of fluo
rine, carboxyl groups, and other suitable known functional-FIELD OF THE INVENTION 

The present invention relates in general to heat transfer 
media, more particularly to heat transfer media containing 
gelled single-walled carbon nanotubes. 

BACKGROUND OF THE INVENTION 

Lubricants and cooling agents such as oil, ethylene glycol, 
and water are often used as traditional heat transfer fluids in 
engines, radiators, heat pumps, and other equipment which 
require cooling and/or energy maintenance. The United 
States of America spends over $80 billion on energy mainte
nance. An increase in thermal efficiency ofheat transfer fluids 
has the potential to reduce the cost of energy maintenance. 
Thus, there is continuing interest and need for increasing the 
thermal efficiency of heat transfer fluids. 

BRIEF DESCRIPTION OF THE INVENTION 

25 izing groups. 

30 

The nanotubes may be arranged in a micronetwork such 
that the heat transfer medinm is a gel. 

The heat transfer medinm may contain greater than about 1 
wt% nanotubes. 

The base fluid base fluid may be selected so as to be 
chemically compatible with an engine-related fluid. The 
engine-related fluid may be selected from among coolants, 
lubricants, and fuels. The base fluid may include at least in 

35 
part an oil. The oil may be selected from among bio-based 
oils, petroleum oils, synthetic oils, and combinations thereof. 

The amine surfactant may be selected from among alkyl 
amines and aryl amines. An alkyl or aryl group in the surfac
tant may be substituted, such as borated or functionalized. 

40 The amine surfactant may be, for example, oleylamine. 
The intercalating agent may be selected from among weak 

van der Waals solvents, aromatic solvents, and combinations 
thereof. The intercalating agent may be, for example, toluene. 
Another suitable intercalating agent is benzene. 

The oxygen-bearing solvent may be selected from among 
aldehydes, ketones, alcohols, and combinations thereof. The 
oxygen-bearing solvent may be, for example, acetone. 

According to some embodiments, the present provides a 
heat transfer medium that includes, but is not limited to a base 45 

fluid, a plurality of single-walled carbon nanotubes, and a 
gelling formulation formed of an amine surfactant, an inter
calating agent, and an oxygen-bearing solvent. The heat 
transfer medium is adapted for improved thermal conductiv

The thermal conductivity of the heat transfer medium may 
be at least 10% greater than that of the base fluid. For 

50 example, the thermal conductivity of the heat transfer 
medinm may be from about 10% to about 100% greater than 
the thermal conductivity of the base fluid. 

ity with respect to the base fluid. 

DETAILED DESCRIPTION OF THE INVENTION 

According to some embodiments, the present provides a 
heat transfer medium that includes, but is not limited to a base 
fluid, a plurality of single-walled carbon nanotubes, and a 
gelling formulation formed of an amine surfactant, an inter
calating agent, and an oxygen-bearing solvent. The heat 
transfer medium is adapted for improved thermal conductiv
ity with respect to the base fluid. 

The composition may be as follows: from about 0.1 wt% to 
about 40 wt% single-walled carbon nanotubes (SWNTs); 
from about 0.35 wt% to about 22 wt% gelling formulation; 
and from about 38 wt% to about 99 wt% base fluid. For 

It will be understood that the above-described embodi-
55 ments may be practiced singled or in combination with other 

of the above-described embodiments. 
A method of making the heat transfer medinm may include 

combining the nanotubes, the amine surfactant, and the base 
fluid so as to form a first composition; and mixing the first 

60 composition for from about 1 second to about 48 hours, more 
typically from about 1 hr to about 24 hr. For example, the 
mixing may proceed overnight. 

example, the composition may be as follows: from about 0.1 65 

wt% to about 40 wt% single-walled carbon nanotubes; from 
about 0.25 wt % to about 20 wt % amine surfactant; from 

The method may further include combining the mixed first 
composition with the intercalating agent and the oxygen
bearing solvent so as to form a second composition; and 
mixing the second composition for from about 1 second to 
about 48 hours, more typically from about 1 hr to about 24 hr. 
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For example, the mixing may proceed overnight. Some of 
each of the intercalating agent and oxygen-bearing solvent 
may evaporate by air. However, some of each may be main
tained trapped onto nanotubes. Each may be trapped by phy
sisorption and/or chemisorption. 

The method may further include processing the mixed 
second composition. Processing may include a procedure to 
make the second mixed composition uniform throughout, 
leading for example to a particle size distribution of 0.5-2 
microns. Homogenizing the mixture is an exemplary process 
to make the mixture uniform. Processing may further include 
a procedure to deglomerate the mixture. Ultrasonication is a 
exemplary process for deglomerating the mixture. The soni
cator hom may be from lj3 to lf2 of the size of the vessel (by 
volume) containing the mixture. Further the horn may be 
totally immersed in the vessel. While not wishing the be 
limited by this interpretation, the present inventors believe 
that it is the synergism of the interaction of the amine surfac
tant, the intercalation agent, and the oxygen-bearing solvent 
on the nanotubes, together with the ultrasonication that 
allows the nanotubes to form a network such that the heat 
transfer medium is a gel. 

4 
additive-oleylamine mixture was then combined with 150 mL 
toluene and 10 mL of acetone and allowed to stir (setting 5) 
for 24 hours on a hot-plate-stirrer. 

The samples were homogenized by continual homogeni
zation for 2.5 hours, in 25 mL conical vials, using a Fisher 
Tissuemiser homogenizer (setting 5). 

The samples were ultrasonicated for 15 minutes. Extensive 
sonication studies were conducted using a number of differ
ent sonication horns and containers of varying dimensions. 

10 The sonication power depends upon the dimensions of the 
vessel, intensity, and length of. The cavitation energy is desir
ably large enough to counteract the contractibility stresses 
that are leading to the SWNT aggregates. An exemplary soni-

15 cation route involved the use of a 13-mm ( lh'') diameter pro be 
(Cole-Parmer 750-Watt Ultrasonic Homogenizer), at a fre
quency of 15 kHz. The probe was immersed directly into 25 
milliliter (mL) vials that contained 20 mL of n-HTFs. Here 
the dispersing effect of the ultrasound was intensified with 

20 increased contact area of the sonication hom with the mate
rial. 

The following examples are included to demonstrate par
ticular embodiments of the present invention. It should be 
appreciated by those of skill in the art that the methods dis- 25 

closed in the examples that follow merely represent exem
plary embodiments of the present invention. However, those 

The product nanotube heat transfer fluids (n-HTFs) 
showed a gel-like appearance to the naked eye. Further, opti
cal microscopy revealed a fine micronetwork structure. 

It was noted that without oleylamine, 1 wt % of SWNTs 
was the maximum achievable loading, while its inclusion 
allowed for a 10 wt% SWNT loading. It was noted that the 
ZDDP works mainly as a wear inhibitor while the ashless 
succinimide helps to control oxidation, however neither 

of skill in the art should, in light of the present disclosure, 
appreciate that many changes can be made in the specific 
embodiments described and still obtain a like or similar result 
without departing from the spirit and scope of the present 
invention. 

EXAMPLE 

This example illustrates a method for making a heat trans
fer medium containing single-walled carbon nanotubes 
(SWNTs) in which the base fluid is an oil and the gelling 
formulation is oleylamine, toluene and acetone. 

For this work a typical dispersion route entailed a process 
that involved soaking the carbon nanotubes in the oils and 
detergents for 24 hours to promote physisorption of these 
molecules followed by solvent processing for 24 hours with 
toluene-acetone and homogenization for 2.5 hours and ultra
sonication for 15 minutes. 

The single-walled carbon nanotube (SWNT) material was 
obtained from Carbon Nanotechnologies Incorporated and 
contained about 6-20% of metal contents. Purified SWNT 
material likewise was obtained from Carbon Nanotechnolo-

30 helped to increase dispersion or to deter particle-particle 
aggregation. 

It is believed by the presence inventors that neither ashless 
succinimide nor ZDDP contributes to gellation. However, it is 

35 
noted that gellation occurred in the presence of these oil 
additives which are common in some engine applications. 

Raman spectra were consistent with the formation of a gel. 
The vibrational nature of molecules in the product was exam
ined using Raman spectroscopy. A peak at 1606.50 cm- 1 

40 indicative of a C-N aromatic stretch was observed in the 
product, while it was absent in comparative samples of the 
oils and the SWNTs. It is believed by the present inventors 
that this peak reflects SWNT-oleylamine bonding. 

The formation of a gel is further support by the thermal 
45 conductivity data. The present inventors believe that the ther

mal conductivity data reflects the connectivity of the nano
tubes to form a micronetwork that facilitates thermal trans
port. 

A KD sensor was used for the thermal conductivity (TC) 
measurements. The KD2 is a handheld meter that uses a 
single-needle sensor. The KD2 technique is a handheld meter 
that uses a single-needle sensor (60 mm length, 1.28 mm 
diameter, 72 em cable length, range ofTC data is from 0.02 to 

gies Incorporated and contained up to about 4% of metal 50 

contents. Note that the SWNTs generally exist as bundles of 
20-100 individual fibers that are 0.7-1.9 nm in diameter 
around 1 f.Ulllong. The bundles are randomly distributed in a 
plane structure that is kept together via nodes of weak Vander 
Waals. The large length-to-diameter ratio of the SWNTs 
results in strong anisotropy that becomes relevant for thermal 
conductivity. 

55 
2 Watts/meter Celsius, W /mC) to measure the TC and thermal 
resistivity. Here a precise heating and monitoring system 
measures the slope and intercept of the sample via the specific 
temperature rise versus time curve. The system then monitors 
the dissipation of heat from the line heat source leads to data 

BP166 poly-a-olefin oil was purchased from British Petro
leum (BP) and used as received. lOOm! of the oil was formu
lated with 1 wt% loading of oleylamine and 1 wt% loadings 
of each of the following additives: Chevron Oronite OLOA 
269R-ZDDP, Chevron Oronite OLOA 11002-Ashless Suc
cinimide. 

60 that has less than a 5% TC error. The KD2 was standardized 

The n-HTF fluids were prepared by measuring the respec
tive weight % fractions of SWNT on an analytical balance 65 

and allowed to swell in oil-additives-oleylamine for 24 hours 
via stirring (setting 5) on a hot-plate stirrer. The SWNT-oil-

with base oils and compared to NIST TC values. It was noted 
that the values agreed exactly with the NIST TC standards. 
For then-HTF s three measurements were made and averaged. 
Convection issues were minimized by allowing the samples 
to equilibrate for 10 minutes. 

The thermal conductivity data obtained using BP166 as the 
base fluid is listed in the following table. 
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Nanotube type Nanotube loading TC (W/mK) TC increase 

(comparative) Owt% 0.1448 0% 
SWNT lwt% 0.1645 14% 
SWNT 2.5wt% 0.1834 27% 
SWNT 5wt% 0.2162 49% 
Purified SWNT lwt% 0.1620 12% 
Purified SWNT 2.5wt% 0.2038 41% 
Purified SWNT 5wt% 0.2177 50% 
Purified SWNT 10wt% 0.2841 96% 

These thermal conductivity data demonstrate the improve
ment in thermal conductivity for these exemplary heat trans-

10 

6 
4. The heat transfer medium according to claim 1, wherein 

the base fluid comprises an oil. 
5. The heat transfer medium according to claim 4, wherein 

the oil is selected from the group consisting essentially of 
bio-based oils, petroleum oils, synthetic oils, and combina
tions thereof. 

6. The heat transfer medium according to claim 1, wherein 
the concentration of the single-walled carbon nanotubes is 
greater than about 1 wt. %. 

7. The heat transfer medium according to claim 1, wherein 
the intercalating agent is selected from the group consisting 
essentially of weak van der Waals solvents, aromatic solvents, 
and combinations thereof. 

fer media. The data illustrate a thermal conductivity of the 
heat transfer medium at least 10% greater than that of the base 
fluid. Further, the date illustrate a thermal conductivity of the 
heat transfer medium from about 10% to about 100% greater 
than the thermal conductivity of the base fluid. 

8. The heat transfer medium according to claim 7, wherein 
the intercalating agent comprises toluene. 

15 9. The heat transfer medium according to claim 1, wherein 
the oxygen-bearing solvent is selected from the group con
sisting essentially of aldehydes, ketones, alcohols, and com
binations thereof. 

Although the invention has been described with reference 
to specific embodiments, these descriptions are not meant to 
be construed in a limiting sense. Various modifications of the 
disclosed embodiments, as well as alternative embodiments 

10. The heat transfer medium according to claim 9, 
20 wherein the oxygen-bearing solvent comprises acetone. 

of the invention will become apparent to persons skilled in the 
art upon reference to the description of the invention. It 
should be appreciated by those skilled in the art that the 25 

conception and the specific embodiment disclosed may be 
readily utilized as a basis for modifying or designing other 
structures for carrying out the same purposes of the present 
invention. It should also be realized by those skilled in the art 
that such equivalent constructions do not depart from the 30 

spirit and scope of the invention as set forth in the appended 
claims. 

It is therefore, contemplated that the claims will cover any 
such modifications or embodiments that fall within the true 
scope of the invention. 

What is claimed is: 

35 

11. The heat transfer medium according to claim 1, 
wherein the thermal conductivity of the heat transfer medium 
is at least 10% greater than that of the base fluid. 

12. A heat transfer medium, comprising: 
a base fluid; 
a plurality of single-walled carbon nanotubes; and 
a gelling formulation that causes the heat transfer medium 

to form a gel, the gelling formulation comprising: 
oleylamine; 
a succinimide; 
toluene; and 
acetone, wherein the single-walled carbon nanotubes 

are arranged in a network in the gel, and wherein the 
network comprises SWNT-oleylamine bonds. 

13. The heat transfer medium according to claim 12, 
wherein the base fluid is selected so as to be chemically 
compatible with an engine-related fluid. 1. A heat transfer medium, comprising: 

a base fluid; 
a plurality of single-walled carbon nanotubes; and 
a gelling formulation that causes the heat transfer medium 

to form a gel, the gelling formulation comprising: 
oleylamine; 

14. The heat transfer medium according to claim 13, 
wherein the engine-related fluid is selected from the group 

40 consisting essentially of coolants, lubricants, and fuels. 

a succinimide; 
an intercalating agent; and 
an oxygen-bearing solvent, wherein the single-walled 

carbon nanotubes are arranged in a network in the gel, 
and wherein the network comprises SWNT-oley
lamine bonds. 

45 

2. The heat transfer medium according to claim 1, wherein 50 

the base fluid is selected so as to be chemically compatible 
with an engine-related fluid. 

3. The heat transfer medium according to claim 2, wherein 
the engine-related fluid is selected from the group consisting 
essentially of coolants, lubricants, and fuels. 

15. The heat transfer medium according to claim 12, 
wherein the base fluid comprises an oil. 

16. A heat transfer medium, comprising: 
an oil; 
a plurality of single-walled carbon nanotubes; and 
a gelling formulation that causes the heat transfer medium 

to form a gel, the gelling formulation comprising: 
oleylamine; 
a succinimide; 
toluene; and 
acetone, wherein the single-walled carbon nanotubes 

are arranged in a network in the gel, and wherein the 
network comprises SWNT-oleylamine bonds. 

* * * * * 


